During our screening program for novel microbial metabolites using the advanced compound-identification system designated as 'MBJ's special selection' , we succeeded in the discovery of new natural compounds. 1,2 Among them, ester-substituted sesquiterpenoids related to the eremophilane class MBJ-0009 (1) and MBJ-0010 (2) were isolated from a fungus Nectria sp. f26111 (Figure 1 ). These type of compounds isolated from fungal cultures have been reported as cytotoxic, [3] [4] [5] antimalarial 5 agents and cell-adhesion inhibitors. 6 Here, we report the fermentation, isolation, structure elucidation and brief biological activity of 1 and 2.
30; Shoko Scientific Co., Ltd) by using the stepwise solvent system (50, 60, 70, 80, 90 and 100% aqueous MeOH). The 90% MeOH fraction (127 mg) was purified by reversed-phase HPLC using a CAPCELL PAK C18 MGII column (5.0 mm, 20 i.d. Â 150 mm; Shiseido, Tokyo, Japan) with 70% aqueous CH 3 CN containing 0.1% formic acid (flow rate: 10 ml min À1 ) to yield 1 (57.4 mg, retention time (Rt) ¼ 21.7 min) and crude 2 (8.5 mg, Rt ¼ 19.8 min). The repetitive HPLC purification of 2 (3.0 mg, Rt ¼ 19.8 min) from the crude material containing 2 was carried out using the same procedure as 1.
MBJ-0009 (1) was isolated as a pale yellow amorphous powder: [a] 24 D -10 (c 0.70, MeOH); UV l max nm (e): 340 (15 000) in MeOH; IR (attenuated total reflectance) n max cm À1 : 3400 (hydroxy), 1747 (aliphatic ester carbonyl) and 1720 (unsaturated ester carbonyl). Its molecular formula was determined as C 31 H 42 O 8 by negative ion highresolution ESI MS (m/z 541.2767 [M-H] -, calculated for C 31 H 41 O 8 : m/z 541.2801). The planar structure was determined by the series of 2D NMR analyses, including DQF-COSY, HSQC, and constant-time HMBC 7 (CT-HMBC) spectra (Figure 1a) . The 13 C and 1 H NMR data for 1 are listed in Table 1 .
The DQF-COSY spectrum of 1 allowed 1 H coupling networks from an oxygenated methine proton H-1 (d H 4.54) through an oxygenated methine proton H-2 (d H 5.10) to methylene protons H 2 -3 (d H 2.40, 2.03), and between methylene protons H 2 -6 (d H 2.06 and 1.36) and a methine proton H-7 (d H 2.61). In the CT-HMBC spectrum, 1 H-13 C long-range correlations from a methyl proton .7) and C-10 are considered to form an epoxide ring at these carbons, and consequently the C-8 is a hemiketal carbon. A methyl proton H 3 -17 (d H 2.08) and H-2 were 1 H-13 C long-range coupled to a carbonyl ketone carbon C-16 (d C 169.2), which suggested the presence of an acetoxy group at the C-2 position. Thus, the structure of the sesquiterpenoid substructure of 1 was determined as shown in Figure 1b . The other substructure was determined as follows. In the DQF-COSY spectrum, the presence of an anteisopentane moiety was revealed by 1 0 and H-9 0 also suggested an E geometry of the olefinic bond at C-8 0 . The relative configuration of the sesquiterpenoid moiety was established from the NOESY spectrum and the corresponding coupling constants. A large coupling constant (13.6 Hz) between H-6ax (d H 2.06) and H-7 (d H 2.61) established that these protons are in diaxial orientation. In the NOESY spectrum, NOEs among H-7, H 3 -14 and H-3ax (d H 2.40) allowed that H-7, H-3ax and C-14 are located on the same direction of the molecule. Small coupling constants between H-1 and H-2 (2.6 Hz), and between H-2 and both protons of H 2 -3 (2.6 and 3.7 Hz, respectively) indicated that H-2 is in an equatorial location. As an NOE between H-1 and H-3ax was not observed, H-1 is concluded to be in an equatorial location. The existence of NOE between H 3 -15 and H-6eq (d H 1.36) suggested that a hydroxy group at C-4 is in an axial orientation. Furthermore, an axial orientation of a hydroxy residue at C-8 was revealed by NOESY correlations among H-13 (d H 4.94), H-7 and H-6eq. Although an NOESY correlation between H-1 and H-9 was observed, the relative configuration at C-10 could not be determined. Thus, the partial relative configuration of 1 was elucidated as shown in Figure 1c .
MBJ-0010 (2) was isolated as a pale yellow amorphous powder:
D þ 18 (c 0.15, MeOH); UV l max nm (e): 340 (17,000) in MeOH; IR (attenuated total reflectance) n max cm À1 : 3400 (hydroxy), 1747 (aliphatic ester carbonyl) and 1716 (unsaturated ester carbonyl). The molecular formula of 2 was led to be C 31 H 42 O 8 from the negative HRESIMS ion peak at m/z 541.2791 calculated for C 31 H 41 O 8 . The UV and IR spectra of 2 were very similar to those of 1. Furthermore, the 1 H and 13 C NMR data and obtained planar structure of 2 were the same as 1. A difference was found in the coupling constant between H-4 0 and H-5 0 (11.0 Hz) revealing the geometry of 4 0 Z, and hence, the structure of 2 was determined as shown in Figure 1a .
The obtained structures of 1 and 2 were structurally related to cytotoxic compounds berkleasmins isolated from saprophytic fungus Berkleasmium nigroapicale. 5 The cytotoxic activities of 1 and 2 against human ovarian adenocarcinoma SKOV-3 cells were examined by using the WST-8 [(2-(2-methoxy-4-nitrophenyl)-3-(4-nitrophenyl)-5-(2,4-disulfophenyl)-2H-tetrazolium, monosodium salt] colorimetric assay (Cell Counting Kit; Dojindo, Kumamoto, Japan). After 72 h of treatment, 1 and 2 exhibited moderate cytotoxicity with the IC 50 values of 24.7 and 11.2 mM, respectively.
